. Successive steps of transfer coefficient calculation, from voltammograms divided by the square root of scan rate (a), through semi-integrals (b) and ln((I l −I(E))/i(E)) vs. E (c), to transfer coefficient, α vs. E (d). Calculations were done for 3 mM pentachloroanisole at GCE in DMF/0.1 M n-Bu 4 NBF 4 using scan rates, ν = 1, 2, 5, 10 and 20 V s −1 . Table S1 . Zero-point corrected gas-phase electron affinities (eV) computed at DFT:B3LYP-D2/6-311++G(2d) and CCSD(T)-F12/aug-cc-pVTZ levels (using Hartree-Fock or B3LYP reference determinants and the B3LYP/6-31+G(d) structures), and a Petersson's Complete Basis Set method, Phys., 1998, 109, 8139-8142 .   Table S2 . Zero-point corrected C−Cl bond homolytic dissociation energies (kcal·mol −1 ) computed at DFT:B3LYP-D2/6-311++G(2d,2p) and CCSD(T)-F12/aug-cc-pVTZ levels in the gas phase using the B3LYP/6-31+G (d,p) Wiley, et al., J. Electroanal. Chem., 1991, 307, 169-182 . Soc., 1988, 110, 400-407. Geometries in the gas-phase unless stated otherwise -3.11939826 -6.11296102 -7.60109274 Cl -4.40064625 -9.12893086 -11.34908158 Cl -8.22759273 -5.37395922 -12.19463559 C -4.08977163 -6.50213395 -10.65546504 C -4.93815561 -7.47150771 -11.22335224 C -6.20324299 -7.12939457 -11.69388019 C -6.63259244 -5.80456080 -11.60020608 C -5.81224139 -4.82875993 -11.04190048 C -4.54540703 -5.18218079 -10 
